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DOCKET NUMBER: 43889-936 ^-lil 

Prior Application: \^ 

Art Unit: 1756 , 3 

Examiner: N. Barreca ! u 



Assistant Commissioner for Patents 
Washington, DC 20231 

Sir: 

This is a Request for filing a Divisional application under 37 CFR 1.53(b) of pending prior application 
Serial No. 09/326,541 , filed on June 7, 1999, entitled PATTERN FORMING MATERIAL AND PATTERN 
FORMING METHOD , by the following named inventors: Takahiro MATSUO, Masayuki ENDO, Masamitsu 
SHIRAI, Masahiro TSUNOOKA. 

1 . I hereby state that the enclosed application contains no new matter. 

2. Oath or Declaration 

a. [Zl Newly executed (original or copy) 

b. ^ Copy from a prior application (37 CFR 1.63(d)) 
i. [Hj Deletion of inventor(s) 

Signed statement attached deleting inventor(s) named in the prior application, see 37 
CFR 1.63(d)(2) and 1.33(b). 

3. [3 Incorporation By Reference (useable if Box 2b is checked) 

The entire disclosure of the prior application, from which a copy of the oath or declaration is supplied 
under Box 2b, is considered as being part of the disclosure of the accompanying application and is hereby 
incorporated by reference therein. 

4. n Preliminary Amendment is enclosed. 

5. |3 An Information Disclosure Statement and PTO1449 Form are submitted herewith. 

6. ^ Cancel claims 4-25. 
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7. ,The fijiqg fee is calculated on the basis of the claims existing in the prior application as amended at 4 and 6 
above: 





NO. OF 
CLAIMS 




EXTRA 
CLAIMS 


RATE 


1 

A MOT TTvJT 


Total Claims 


3 


-20 


0 


$18.00 = 


<f;n no 


Independent Claims 


1 


-3 


4 

0 


$78.00 = 


$0 00 

14? V . \J\J 




Basic Application Fee 
1 


$690.00 


If multiple dependent claims are presented, add $0.00 


$0.00 


Total Application Fee 


$690.00 


Subtract l A if small entity 


$0.00 


TOTAL APPLICATION FEE DUE 


$690.00 


AMOUNT TO BE CHARGED TO DEPOSIT ACCOUNT NO. 500417 


| $690.00 



7a. O Enclosed is a Verified Statement to establish small entity status under 37 CFR 1 .9 and 37 CFR 1 .27. 



7b. □ A verified Statement to establish small entity status under 37 CFR 1 .9 and 37 CFR 1 .27 was filed in 
prior application and such status is still proper and desired. 

8a. |EI PLEASE CHARGE DEPOSIT ACCOUNT 500417 in the amount of $690.00 

8b. £3 The Commissioner is hereby authorized to charge fees under 3 7 CFR 1 . 1 6 and 1 . 1 7 which may be 

required, including any extension of time fees to maintain the pendency of the parent application Serial 
No. 09/326,541 or credit any overpayment to Deposit Account No. 500417 . 

9. ^ Amend the specification by inserting before the first line the sentence: 

--This application is a Divisional of Application Serial No. 09/326,541, filed June 7, 1999 , which is a 
Divisional of Application Serial No. 08/805,702, filed February 25, 1997 and now U.S. Patent 
5,965,325 .- 

1(3. |EI Priority of Application Serial No. 8-038100 , filed on February 26, 1996 in Japan, is claimed under 35 
USC 119. The certified priority document was previously filed in Serial No. 08/805,702 . 

1 1 - 13 The prior application is assigned of record to 

Matsushita Electric Industrial Co., Ltd. 

Osaka, Japan 

12. ^ The power of attorney in the prior application is to: 

McDermott, Will & Emery 

13. ^| Also enclosed: 



Request for Approval of Drawings Amendment 
Transmittal of Formal Drawings 
Correspondence Address Change 



DOCKET NUMBER: 43889-936 



H [_j r j A petition, fee and response has been filed to extend the term in the pending prior application until . 

*» Address all future communications to: (May only be completed by applicant, or attorney or agent of record) 

McDermott, Will & Emery 
600 13th Street, N.W. 
Washington, DC 20005-3096 

Respectfully submitted, 

MCDERMOTT, "WILL & EMERY 




600 13 Street, N.W. 
Washington, DC 20005-3096 
(202) 756-8000 MEF:dtb 
Date: April 18, 2000 
Facsimile: (202)756-8087 
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PATTERN FORMING MATERIAL AND 
PATTERN FORMING METHOD 



BACKGROUND OF THE INVENTION 

The present invention relates to a fine-line pattern 
forming method for use in a manufacturing process for a 
semiconductor IC device and the like, and a material for 
forming a pattern used in the pattern forming method. 

In the manufacture of ICs, LSIs and the like, a pattern is 
conventionally formed through photolithography using UV, in 
which a light source with a shorter wavelength has become 
mainly used in accordance with refinement of a semiconductor 
device. Recently, a surface imaging process using dry 
development has been developed in order to increase the depth 
of focus and improve practical resolution in using a light 
source with a shorter wavelength. 

As an example of the surface imaging process, U.S. Patent 
No. 5,278,029 discloses a method in which, after selectively 
forming a polysiloxane film on the surface of a resist film of 
a resist material which can generate an acid through exposure, 
the resist film is dry etched by using the polysiloxane film as 
a mask, so as to form a resist pattern. 

Now, this conventional method of forming the resist 
pattern will be described with reference to Figures 5(a) 
through 5(d). 

In this method, a copolymer of 1,2,3,4- 
tetrahydronaphthyridinenimino-p-styrene sulfonate ( NISS ) and 



methyl snethacrylate (MMA) is used as the resist material for 
generating an acid through exposure. 

First, as is shown in Figure 5(a), a resist film 401, 
which generates an acid through „ exposure, coated on a 
semiconductor substrate 400 is irradiated with a KrF excimer 
laser 404 by using a mask 403, and thus, the acid is generated 
in an exposed area 401a of the resist film 401. Owing to this 
acid, the exposed area 401a is changed to be hydrophilic, so 
that water in air can be easily adsorbed by the exposed area 
401a. As a result, a thin water absorbing layer 405 is formed 
in the vicinity of the surface of the exposed area 401a as is 
shown in Figure 5(b). 

Next, when an alkoxysilane gas 406 is introduced onto the 
surface of the resist film 401, the acid generated on the 
surface of the exposed area 401a works as a catalyst, so that 
alkoxysilane is hydrolyzed and dehydrated. As a result, an 
oxide film 407 is formed on the surface of the exposed area 
401a as is shown in Figure 5(c)* Subsequently, when the resist 
film 401 is dry etched by RIE using 0 2 plasma 408 by using the 
oxide film 407 as a mask, a fine-line resist pattern 409 is 
formed as is shown in Figure 5(d). 

This pattern forming method thus adopts a negative type 
lithography process for forming a resist pattern in an exposed 
area, in which the acid generated in the exposed area of the 
resist film is used as the catalyst for selectively forming the 
oxide film in the exposed area and the oxide film is used as a 
mask in the dry etching for forming the resist pattern. 



Th'e negative type lithography process has the following 
problems in, for example, forming a contact hole for connecting 
multilayered interconnections of an IC: 

First, usage of a mask generally adopted in pattern 
exposure can cause the following problem: In the lithography 
for forming a contact hole, the aperture ratio of the mask is 
very high when the negative lithography process is used. 
Specifically, while a light shielding film against exposing 
light is formed merely in a portion corresponding to the 
contact hole on the mask, the light shielding film is removed 
and quartz of the mask substrate is bare in the other portion 
excluding the contact hole in order to transmit the exposing 
light. Since the area occupied by all the contact holes in the 
entire area of a semiconductor chip is generally very small, 
the proportion of the area occupied by the bare quartz to the 
area of the light shielding film on the mask becomes high, 
namely, the aperture ratio of the mask becomes high. 

When the aperture ratio of the mask is high, the effect of 
ambient dusts is increased. Specifically, dusts adhered to the 
light shielding film on the mask scarcely affect the process, 
but those adhered to the transparent portion of the mask change 
this portion into a light shielding portion. When the exposure 
is effected by using the mask to which dusts are thus adhered, 
a pattern defect is caused in the portion to which the dusts 
are adhered. In this manner, since the aperture ratio of the 
mask is high in the negative type lithography process, the 
process can be easily affected by dusts, resulting in easily 
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decreasing the yield. 

Secondly, in the lithography process for forming a contact 
hole, a half-tone type mask can be used for the purpose of 
increasing the depth of focus. " However, the effect of 
increasing the depth of focus can be attained merely in a 
positive type lithography but cannot be attained in the 
negative type lithography. Accordingly, in the formation of a 
contact hole, the depth of focus is smaller in the negative 
type process than in the positive type process. 

The occurrence of these first and second problems are not 
limited to the formation of a contact hole, but can be caused 
in the cases where a mask having a larger area of the 
transparent portion is used and where the depth of focus is 
desired to be increased. 

SUMMARY OF THE INVENTION 

In view of the aforementioned conventional problems, the 
object of the invention is realizing a positive type surface 
imaging process replaceable with the negative type surface 
imaging process. 

In order to achieve this object, a resist film including 
an acidic or a basic group is selectively irradiated with an 
energy beam in this invention, so that a basic or an acidic 
group having the reverse property to that of the group included 
in the resist film can be generated in an exposed area. 
Alternatively, after generating an acidic or a basic group in 
an exposed area by selectively irradiating a resist film with 



an* energy beam, the entire surface of the resist film is 
irradiated with another energy beam, so that a basic or an 
acidic group having the reverse property to that of the group 
generated in the exposed area can be generated on the entire 
surface of the resist film. Thus, neutralization is effected 
in the exposed area of the resist film, and in an unexposed 
area of the resist film, the acidic or the basic group works as 
a catalyst for forming an oxide film. In this manner, a 
positive type surface imaging process, which cannot be attained 
by the conventional method, can be realized by this invention. 

The first pattern forming material of this invention 
comprises a copolymer including a first group for generating "a 
base through irradiation with an energy beam and a second group 
having an acidic property. 

When the resist film formed out of the first pattern 
forming material is selectively irradiated with the energy 
beam, the first group is dissolved into the base in the exposed 
area on the resist film, so that the generated base is 
neutralized with the second group having the acidic property, 
while the unexposed area on the resist film remains to be 
acidic. Accordingly, since merely the unexposed area on the 
resist film can selectively retain its acidic property, the 
positive type surface imaging process can be realized. 

The second group in the first pattern forming material is 
preferably a group including a sulfonic acid group. In this 
case, owing to the strong acidic property of sulfonic acid, 
sulfonic acid can exhibit its strong catalytic function in the 



formation of the metal oxide film in the unexposed area on the 
resist film. Therefore, the strong acidic property can be 
selectively retained merely in the unexposed area on the resist 
film. 

The copolymer in the first pattern forming material is 
preferably a binary copolymer represented by the following 
general formula or a ternary or higher copolymer obtained by 
further polymerizing the binary copolymer with another group: 

Chemical Formula 1: 
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wherein R x indicates a hydrogen atom or an alkyl group; R 2 
and R 3 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 4 indicates a hydrogen atom or an alkyl group; 



x 'satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < 1. 

In this case, since sulfonic acid can exhibit its strong 
catalytic function in the formation of the metal oxide film in 
the unexposed area on the resist film, the strong acidic 
property can be selectively retained in the unexposed area on 
the resist film. On the other hand, in the exposed area on the 
resist film, since amine having a strong basic property is 
generated, sulfonic acid having a strong acidic property can be 
completely neutralized. Accordingly, the strong acidic 
property can be selectively retained merely in the unexposed 
area on the resist film. 

The second pattern forming material of this invention 
comprises a copolymer including a first group for generating an 
acid through irradiation with an energy beam and a second group 
having a basic property* 

When the resist film formed out of the second pattern 
forming material is selectively irradiated with the energy 
beam, the first group is dissolved into the acid in the exposed 
area on the resist film, so that the generated acid can be 
neutralized with the second group having the basic property, 
while the unexposed area on the resist film remains to be 
basic. Accordingly, merely the unexposed area on the resist 
film can selectively retain the basic property, resulting in 
realizing the positive type surface imaging process. 

The first group in the second pattern forming material is 
preferably a group for generating sulfonic acid- In this case, 
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ow^ng tp the strong acidic property of sulfonic acid, the 
1 exposed area on the resist film can be completely neutralized, 
while the unexposed area on the resist film remains to be 
basic. Accordingly, the unexposed area of the resist film can 
5 selectively retain the basic property. 

The copolymer in the second pattern forming material is 
preferably a binary copolymer represented by the following 
general formula or a ternary or higher copolymer obtained by 
further polymerizing the binary copolymer with another group: 
10 Chemical Formula 2: 
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wherein R 5 indicates a hydrogeTi atom or an alkyl group; R 6 
and R 7 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
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cyclic ■ alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 8 indicates a hydrogen atom or an alkyl group; 
x satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < 1. 

In this case, amine can exhibit its strong catalytic 
function in the formation of the metal oxide film in the 
unexposed area on the resist film, so that the unexposed area 
on the resist film can selectively retain the strong basic 
property. On the other hand, in the exposed area of the resist 
film, since sulfonic acid having a strong acidic property is 
generated, amine having a strong basic property can be 
completely neutralized- Accordingly, merely the unexposed area 
on the resist film can selectively retain the strong basic 
property. 

The third pattern forming material of this invention 
comprises a copolymer including a first group for generating an 
acid through irradiation with a first energy beam having a 
first energy band; and a second group for generating a base 
through irradiation with a second energy beam having a second 
energy band different from the first energy band. 

In the resist film formed out of the third pattern forming 
material, the acid is generated through the irradiation with 
the first energy beam, and the base is generated through the 
irradiation with the second energy beam. Accordingly, when the 
pattern exposure of the resist film using the first energy beam 
is effected and then the entire surface exposure using the 



sfe^ond "energy beam is effected, in the exposed area of the 
first energy beam on the resist film, the acid generated 
through the pattern exposure using the first energy beam is 
neutralized with the base generated through the entire surface 
exposure using the second energy beam. On the other hand, the 
unexposed area of the first energy beam on the resist film 
attains a basic property through the entire surface exposure 
using the second energy beam* Contrarily, when the pattern 
exposure of the resist film using the second energy beam is 
effected and then the entire surface exposure using the first 
energy beam is effected, in the exposed area of the second 
energy beam on the resist film, the base generated through the 
pattern exposure using the second energy beam is neutralized 
with the acid generated through the entire surface exposure 
using the first energy beam. On the other hand, the unexposed 
area of the second energy beam on the resist film attains an 
acidic property through the entire surface exposure using the 
first energy beam. Accordingly, the positive type surface 
imaging process can be realized. 

Furthermore, since the third pattern forming material 
comprises the copolymer including the first group for 
generating the acid through the irradiation with the first 
energy beam and the second group for generating the base 
through the irradiation with the second energy beam, the acid 
or the base cannot be generated until the irradiation with the 
energy beam, namely, the resist film remains to be neutral 
until the irradiation with the energy beam. Accordingly, the 
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pattern 1 forming material can be prevented from being changed in 
its property by an acid or a base during pre-baking, resulting 
in forming a stable resist film. 

The first group in the third pattern forming material is 
preferably a group for generating sulfonic acid. In this case, 
when the pattern exposure is effected by using the first energy 
beam, owing to the strong acidic property of sulfonic acid, the 
exposed area of the first energy beam on the resist film can be 
completely neutralized, while the unexposed area of the first 
energy beam on the resist film retains the basic property. 
Accordingly, merely the unexposed area of the first energy beam 
on the resist film can selectively retain the basic property, 
Contrarily, when the pattern exposure is effected by using the 
second energy beam, the unexposed area of the second energy 
beam on the resist film can exhibit a strong catalytic function 
in the formation of the oxide film. Accordingly, merely the 
unexposed area of the second energy beam on the resist film can 
selectively retain the strong acidic property. 

The copolymer in the third pattern forming material is 
preferably a binary copolymer represented by the following 
general formula or a ternary or higher copolymer obtained by 
further polymerizing the binary copolymer with another group: 



Chemical Formula 3: 
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wherein R 9 indicates a hydrogen atom or an alkyl group; R~ 10 
and R u independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group , a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 12 indicates a hydrogen atom or an alkyl group; 
R 13 and R 14 independently indicate a hydrogen atom, an alkyl 
group, a phenyl group or an alkenyl group, or together indicate 
a cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; x satisfies a relationship of 0 < x < 1; and y 
satisfies a relationship of 0 < y < L 

In this case, sulfonic acid having a strong acidic 
property is generated through the irradiation of the resist 
film with the first energy beam, and amine having a strong 
basic property is generated through the irradiation with the 
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second -energy beam. Therefore, when the pattern exposure is 
effected by using the first energy beam, the unexposed area of 
the first energy beam on the resist film retains the strong 
basic property, while the exposed area of the first energy beam 
on the resist film can be completely neutralized, Contrarily, 
when the pattern exposure is effected by using the second 
energy beam, the unexposed area of the second energy beam on 
the resist film retains the strong acidic property, while the 
exposed area of the second energy beam on the resist film can 
be completely neutralized- 

The first pattern forming method of this invention 
comprises a first step of forming a resist film by coating a 
semiconductor substrate with a pattern forming material 
including a copolymer having - a first group for generating a 
base through irradiation with an energy beam and a second group 
having an acidic property; a second step of selectively 
irradiating the resist film with the energy beam by using a 
mask having a desired pattern, generating the base in an 
exposed area on the resist film and neutralizing the generated 
base with the second group; a third step of supplying metal 
alkoxide onto the resist film and forming a metal oxide film on 
a surface of an unexposed area on the resist film; and a fourth 
step of forming a resist pattern by dry-etching the resist film 
by using the metal oxide film as a mask* 

According to the first pattern forming method, through the 
irradiation of the resist film with the energy beam, the 
generated base is neutralized with the second group having the 
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aoidic property in the exposed area on the resist film, while 
the unexposed area on the resist film remains to be acidic. 
When the metal alkoxide is supplied to the resist film, the 
metal oxide film cannot be formed in the exposed area because 
the exposed area on the resist film has been neutralized, but 
the metal oxide film is selectively formed in the unexposed 
area on the resist film. Accordingly, through the dry etching 
of the resist film using the metal oxide film as a mask, it is 
possible to form a fine-line positive type resist pattern 
having a satisfactory shape. 

Furthermore, according to the first pattern forming 
method, the acid works as the catalyst in the formation of the 
metal oxide film in the unexposed area on the resist film, and 
hence, the resultant metal oxide film can attain a high density 
and sufficient strength. 

In the first pattern forming method, the third step 
preferably includes a step of allowing the unexposed area on 
the resist film to adsorb water. In this case, since water can 
be diffused into a deep portion from the surface of the 
unexposed area on the resist film, the metal oxide film formed 
on the surface of the unexposed area on the resist film can 
attain a large thickness. 

In the first pattern forming method, the second group is 
preferably a group including a sulfonic acid group. In this 
case, owing to the strong acidic property of sulfonic acid, it 
is possible to form the metal oxide film having a sufficient 
density in the unexposed area on the resist film by using the 
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strong catalytic function of sulfonic acid- As a result, the 
selectivity in the dry etching can be improved. Thus, it is 
possible to form a more fine-line positive type resist pattern 
having a satisfactory shape. 

The copolymer used in the first pattern forming method is 
preferably a binary copolymer represented by the following 
general formula or a ternary or higher copolymer obtained by 
further polymerizing the binary copolymer with another group: 

Chemical Formula 4: 
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wherein R x indicates a hydrogen atom or an alkyl group; R 2 
and R 3 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 4 indicates a hydrogen atom or an alkyl group; 
x satisfies a relationship of 0 < x < 1; and y satisfies a 
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relationship of 0 < y < 1 . 

In this case, since sulfonic acid can exhibit its strong 
catalytic function in the formation of the metal oxide film in 
the unexposed area on the resist film, the unexposed area on 
the resist film can selectively retain the strong acidic 
property. Therefore, the metal oxide film having a sufficient 
density can be formed by supplying the metal alkoxide. 
Furthermore, in the exposed area on the resist film, since 
amine having a strong basic property is generated, sulfonic 
acid having a strong acidic property can be completely 
neutralized. Therefore, the metal oxide film cannot be formed 
in the exposed area. In this manner, the selectivity in the 
dry etching is high, and hence, it is possible to form a more 
fine-line positive type resist pattern having a satisfactory 
15 shape* 

The second pattern forming method of this invention 
comprises a first step of forming a resist film by coating a 
semiconductor substrate with a pattern forming material 
including a copolymer having a first group for generating an 

20 acid through irradiation with an energy beam and a second group 
having a basic property; a second step of selectively 
irradiating the resist film with the energy beam by using a 
mask having a desired pattern, generating the acid in an 
exposed area on the resist film and neutralizing the generated 

25 acid with the second group; a third step of supplying metal 
alkoxide onto the resist film and forming a metal oxide film on 
a surface of an unexposed area on the resist film; and a fourth 
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st'ep of forming a resist pattern by dry-etching the resist film 
by using the metal oxide film as a mask. 

According to the second pattern forming method, through 
the irradiation of the resist film with the energy beam, the 
generated acid is neutralized with the second group having the 
basic property in the exposed area on the resist film, while 
the unexposed area on the resist film remains to be basic. 
When the metal alkoxide is supplied to the resist film, the 
metal oxide film cannot be formed in the exposed area because 
the exposed area on the resist film has been neutralized, but 
the metal oxide film is selectively formed in the unexposed 
area on the resist film. Accordingly, through the dry etching 
of the resist film using the metal oxide film as a mask, it is 
possible to form a fine-line positive type resist pattern 
having a satisfactory shape. 

Furthermore, according to the second pattern forming 
method, the base works as a catalyst in the formation of the 
metal oxide film in the unexposed area on the resist film. 
Therefore, the speed for forming the metal oxide film can be 
improved, resulting in improving throughput. 

In the second pattern forming method, the third step 
preferably includes a step of allowing the unexposed area on 
-the resist film to adsorb water. In this case, since water is 
diffused into a deep portion from the surface of the unexposed 
area on the resist film, the metal oxide film formed in the 
unexposed area on the resist film can attain a large thickness. 
In the second pattern forming method, the first group is 
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preferably a group for generating sulfonic acid. In this case, 
owing to the strong acidic property of sulfonic acid, the 
exposed area on the resist film can be completely neutralized, 
while the unexposed area on the resist film retains the basic 
property. Therefore, the metal oxide film can be formed merely 
in the unexposed area on the resist film with high selectivity. 
Accordingly, it is possible to form a more fine-line positive 
resist pattern having a satisfactory shape. 

The copolymer used in the second pattern forming method is 
preferably a binary copolymer represented by the following 
general formula or a ternary or higher copolymer obtained by 
further polymerizing the binary copolymer with another group: 

Chemical Formula 5 : 
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■ ' wherein R 5 indicates a hydrogen atom or an alkyl group; R 6 
and R 7 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 8 indicates a hydrogen atom or an alkyl group; 
x satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < 1. 

In this case, in the unexposed area on the resist film, 
amine exhibits its strong catalytic function, and hence, the 
metal oxide film with a sufficient density can be formed- On 
the other hand, in the exposed area on the resist film, since 
sulfonic acid having a strong acidic property is generated, 
amine having a strong basic property can be completely 
neutralized- As a result, the selectivity in the dry etching 
is very high, and it is possible to form a more fine- line 
positive resist pattern having a satisfactory shape. 

The third pattern forming method of this invention 
comprises a first step of forming a resist film by coating a 
semiconductor substrate with a pattern forming material 
including a copolymer having a first group for generating an 
acid through irradiation with a first energy beam having a 
first energy band and a second group for generating a base 
through irradiation with a second energy beam having a second 
energy band different from the first energy band; a second step 
of selectively irradiating the resist film with the first 
energy beam by using a mask having a desired pattern, and 
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gdrlerating the acid in an exposed area of the first energy beam 
on the resist film; a third step of irradiating an entire 
surface of the resist film with the second energy beam, 
generating the base on the entire surface of the resist film, 
and neutralizing the generated base with the acid generated in 
the exposed area of the first energy beam on the resist film; 
a fourth step of supplying metal alkoxide onto the resist film 
and forming a metal oxide film on a surface of an unexposed 
area of the first energy beam on the resist film; and a fifth 
step of forming a resist pattern by dry-etching the resist film 
by using the metal oxide film as a mask. 

According to the third pattern forming method, in the 
exposed area of the first energy beam on the resist film, since 
the acid generated through the pattern exposure using the first 
energy beam is neutralized with the base generated through the 
entire surface exposure using the second energy beam, the metal 
oxide film cannot be formed in the exposed area* On the other 
hand, in the unexposed area of the first energy beam on the 
resist film, since the base is generated through the entire 
surface exposure using the second energy beam, the metal oxide 
film can be formed owing to the catalytic function of the base 
by supplying the metal alkoxide to the resist film. 
Accordingly, through the dry etching of the resist film using 
the metal oxide film as a mask, a positive type resist pattern 
can be formed. 

Furthermore, according to the third pattern forming 
method, since the base works as the catalyst in the formation 
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of 'the metal oxide film in the unexposed area of the first 
energy beam on the resist film, the speed for forming the metal 
oxide film can be improved, resulting in improving the 
throughput . 

In the third pattern forming method, the first group is 
preferably a group for generating sulfonic acid. In this case, 
owing to the strong acidic property of sulfonic acid, the 
exposed area of the first energy beam on the resist film can be 
completely neutralized, while the unexposed area of the first 
energy beam on the resist film retains the basic property. 
Accordingly, the metal oxide film can be formed merely in the 
unexposed area of the first energy beam on the resist film with 
very high selectivity. As a result, it is possible to form a 
more fine-line positive type resist pattern having a 
satisfactory shape. 

The fourth pattern forming method of this invention 
comprises a first step of forming a resist film by coating a 
semiconductor substrate with a pattern forming material 
including a copolymer having a first group for generating a 
base through irradiation with a first energy beam having a 
first energy band and a second group for generating an acid 
through irradiation with a second energy beam having a second 
energy band different from the first energy band; a second step 
of selectively irradiating the resist film with the first 
energy beam by using a mask having a desired pattern, and 
generating the base in an exposed area of the first energy beam 
on the resist film; a third step of irradiating an entire 
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surface of the resist film with the second energy beam, 
generating the acid on the entire surface of the resist film, 
and neutralizing the generated acid with the base generated in 
the exposed area of the first energy beam on the resist film; 
a fourth step of supplying metal alkoxide onto the resist film 
and forming a metal oxide film on a surface of an unexposed 
area of the first energy beam on the resist film; and a fifth 
step of forming a resist pattern by dry-etching the resist film 
by using the metal oxide film as a mask. 

According to the fourth pattern forming method, in the 
exposed area of the first energy beam on the resist film, since 
the base generated through the pattern exposure using the first 
energy beam is neutralized with the acid generated through the 
entire surface exposure using the second energy beam, the metal 
oxide film cannot be formed in the exposed area. On the other 
hand, in the unexposed area of the first energy beam on the 
resist film, since the acid is generated through the entire 
surface exposure using the second energy beam, the metal oxide 
film can be formed owing to the catalytic function of the acid 
by supplying the metal alkoxide. Accordingly, through the dry 
etching of the resist film using the metal oxide film as a 
mask, a positive type resist pattern can be formed. 

Furthermore, according to the fourth pattern forming 
method, since the metal oxide film can be formed owing to the 
catalytic function of the acid in the unexposed area of the 
first energy beam on the resist film, the resultant metal 
oxide film can attain a high density and sufficient strength. 
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In 'the fourth pattern forming method, the second group is 
preferably a group for generating sulfonic acid. In this case, 
since sulfonic acid is a strong acid, it is possible to form a 
metal oxide film having a sufficient density in the unexposed 
area of the first energy beam on the resist film owing to the 
strong catalytic function of sulfonic acid. As a result, the 
selectivity in the dry etching is high, and it is possible to 
form a more fine-line positive type resist pattern having a 
satisfactory shape. 

In the third or fourth pattern forming method, the fourth 
step preferably includes a step of allowing the unexposed area 
on the resist film to adsorb water. In this case, since water- 
is diffused into a deep portion from the surface of the 
unexposed area of the first energy beam on the resist film, the 
metal oxide film formed in the unexposed area can attain a 
large thickness. 

The copolymer used in the third or fourth pattern forming 
method is preferably a binary copolymer represented by the 
following general formula or a ternary or higher copolymer 
obtained by further polymerizing the binary copolymer with 
another group: 
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Chemical Formula 6 : 
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wherein R, indicates a hydrogen atom or an alkyl group; R 10 
and R X1 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 12 indicates a hydrogen atom or an alkyl group; 
R 13 and R 14 independently indicate a hydrogen atom, an alkyl 
group, a phenyl group or an alkenyl group, or together indicate 
a cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; x satisfies a relationship of 0 < x < 1; and y 
satisfies a relationship of 0 < y < 1. 

24 



When the copolymer represented by Chemical Formula 6 is 
used in the third pattern forming method , since sulfonic acid 
generated through the pattern exposure using the first energy 
beam is neutralized with amine generated through the entire 
surface exposure using the second energy beam, the metal oxide 
film cannot be formed in the exposed area of the first energy 
beam on the resist film. On the other hand, in the unexposed 
area of the first energy beam on the resist film, since amine 
having a strong basic property is generated through the entire 
surface exposure using the second energy beam, the metal oxide 
film with a sufficient density can be formed by supplying the 
metal alkoxide to the resist film. Accordingly, the 
selectivity in the dry etching is very high, and it is possible 
to form a more fine- line positive resist pattern having a 
satisfactory shape. 

When the copolymer represented by Chemical Formula 6 is 
used in the fourth pattern forming method, since amine 
generated through the pattern exposure using the first energy 
beam is neutralized with sulfonic acid generated through the 
entire surface exposure using the second energy beam, the metal 
oxide film cannot be formed in the exposed area of the first 
energy beam on the resist film. On the other hand, in the 
unexposed area of the first energy beam on the resist film, 
since sulfonic acid having a strong acidic property is 
generated through the entire surface exposure using the second 
energy beam, the metal oxide film with a sufficient density can 
be formed by supplying the metal alkoxide. Accordingly, the 
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* 1 . * 

selectivity in the dry etching is very high, and it is possible 
to form a more fine-line positive type resist pattern having a 
satisfactory shape, 

BRIEF DESCRIPTION OF THE DRAWINGS 
5 Figures 1(a) through 1(d) are sectional views for showing 

procedures of a pattern forming method according to a first 
embodiment of the invention; 

Figures 2(a) through 2(d) are sectional views for showing 
procedures of a pattern forming method according to a second 
10 embodiment of the invention; 

Figures 3(a) through 3(c) are sectional views for showing 
procedures of a pattern forming method according to a third 
embodiment of the invention; 

Figures 4(a) and 4(b) are sectional views for showing 
15 other procedures of the pattern forming method of the third 
embodiment ; and 

Figures 5(a) through 5(d) are sectional views for showing 
procedures of a conventional pattern forming method. 

DETAILED DESCRIPTION OF THE INVENTION 
20 (Embodiment 1) 

Figures 1(a) through 1(d) are sectional views for showing 
procedures of a pattern forming method of a first embodiment . 

As a resist material, a copolymer represented by Chemical 
Formula 7 dissolved in diglyme is used. 
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Chemical Formula 7: 
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First, as is shown in Figure 1(a), the resist material is 
spin-coated on a semiconductor substrate 100 of silicon, and 
the resultant semiconductor substrate is annealed at a 
5 temperature of 90 °C for 90 seconds, thereby forming a resist 
film 101 with a thickness of 1 pnu At this point, no peeling 
is observed, and the resist film 101 has satisfactory adhesion. 
Then, by using a mask 103, the substrate is irradiated with a 
KrF excimer laser 104, i.e., an energy beam, thereby 
10 transferring a pattern of the mask 103 onto the resist film 
101. In this manner, O-acryloyl-acetophenone-oxime (AAPO) is 
dissolved to generate amine on the surface of an exposed area 
101a of the resist film 101. A reaction caused through the 
exposure of the resist material is shown as Chemical Formula 8. 
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Chemical Formula 8 : 
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An unexposed area 101b of the resist film 101 has a strong 
acidic property owing to the function of a sulfonic acid group 
in Chemical Formula 7. On the other hand, in the exposed area 
101a of the resist film 101, AAPO in Chemical Formula 7 is 
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dissolved into amine having a basic property, and the amine 
neutralizes the acidic property resulting from the function of 
the sulfonic acid group. At this point, since the unexposed 
area 101b has the strong acidic property, water is more easily 
adsorbed in the unexposed area 101b than in the exposed area 
101a which has been neutralized. In other words, since the 
unexposed area 101b includes the group having the strong acidic 
property, a hydrogen bond with water is strengthened in the 
unexposed area 101b, and hence water can be easily adsorbed. 
In contrast, in the exposed area 101a, a hydrogen bond with 
water is weakened by the neutralization, and water cannot be 
easily adsorbed. 

Next, as is shown in Figure 1(b), the semiconductor 
substrate 100 is allowed to stand in air with a relative 
humidity of 95% at a temperature of 30°C for 30 minutes, 
thereby supplying water vapor 105 onto the surface of the 
resist film 101. In this manner, the water vapor 105 is 
adsorbed by the surface of the unexposed area 101b, which can 
easily adsorb water, and the adsorbed water is diffused into a 
deep portion, for example, at a depth of 100 nm from the 
surface of the unexposed area 101b. Since the exposed area 
101a has been neutralized, water is difficult to be adsorbed. 
Thus, a water adsorbing layer 106 is selectively formed in the 
unexposed area 101b. 

Then, as is shown in Figure 1(c), while retaining the 
semiconductor substrate 100 in the air with the relative 
humidity of 95% at a temperature of 30 °C, vapor 107 of 
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m£thyltriethoxysilane (MTEOS), i.e., metal alkoxide, is sprayed 

r 

onto the surface of the resist film 101 for 3 minutes, thereby 
selectively forming an oxide film 108 on the surface of the 
unexposed area 101b of the resist film 101. In this case, an 
acid ( H* ) derived from sulfonic acid works as a catalyst in 
hydrolysis and dehydration of MTEOS, so that the oxide film 108 
can be formed* Therefore, the oxide film 108 is formed merely 
a portion where both H* serving as the catalyst and water are 
present. 

According to the first embodiment, the oxide film is not 
formed in the exposed area 101a of the resist film 101 because 
sulfonic acid is neutralized by the generated amine and loses 
its function as the catalyst and water cannot be easily 
adsorbed in the exposed area 101a, On the other hand, the 
oxide film 108 is formed in the unexposed area 101b of the 
resist film 101 because H* serving as the catalyst is present 
and a sufficient amount of water has been adsorbed in the 
unexposed area 101b, 

Next, as is shown in Figure 1(d), by using the oxide film 
108 as a mask, the semiconductor substrate 100 is subjected to 
RIE (reactive ion etching) using 0 2 plasma 109, thereby forming 
a resist pattern 110. In this case, the RIE using 0 2 plasma is 
effected by using a parallel plate reactive ion etching system 
under conditions of a power of 900 W, a pressure of 0.7 Pa and 
a flow rate of 40 SCCM. 

In this embodiment, since the oxide film 108 is 
selectively formed in the unexposed area 101b alone and the 
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etching is effected by using the oxide film 108, the positive 
type resist pattern 110 having a vertical section can be formed 
in the unexposed area 101b. 

Furthermore, since the water vapor 105 is supplied to the 
resist film 101 in the procedure shown in Figure 1(b), water is 
diffused into the deep portion from the surface of the 
unexposed area. lQlb of the resist film 101, so that the oxide 
film 108 can\6<^Aoyn, 'toward the inside of the resist film 101. 
As a result); >fciw^o^i<ie film 108 can attain a large thickness. 

In addltidrC^ince MTEOS is supplied to the resist film 
101 in th f^^^^ with the relative humidity of 95% in the 
procedure shown in Figure 1(c), equilibrium of water can be 
retained so that the water having been adsorbed by the resist 
film 101 can be prevented from evaporating and that water can 
15 be supplied in a sufficient amount for the formation of the 
oxide film 108. As a result, the resultant oxide film 108 can 
attain a thickness sufficiently large for withstanding the RIE 
using 0 2 plasma. 

After the supply of MTEOS, the resist film 101 can be 
20 allowed to stand in vacuum so as to evaporate alcohol included 
in the oxide film 108. Thus, the flow of the oxide film 108 
can be avoided. 

In this manner, the resist film 101 of the resist material 
including an acidic group is subjected to the pattern exposure 
25 in this embodiment. In the exposed area 101a, a base is 
generated to neutralize the acidic property of the exposed area 
101a, and the oxide film 108 is selectively formed in the 
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unexposed area 101b alone, so as to be used in etching the 
resist film 101. Accordingly, it is possible to form the 
positive type fine-line resist pattern 110 having a 
satisfactory shape. 

Also, since water is forcedly adsorbed in the unexposed 
area 101b before forming the oxide film 108 , the resultant 
oxide film 108 can attain a large thickness required for the 
dry development by the RIE using 0 2 plasma. 

In the resist material used in the first embodiment, the 
copolymer represented by Chemical Formula 7 includes styrene 
sulfonic acid as the acidic group. However, the acidic group 
is not limited to styrene sulfonic acid but can be any group 
having a strong acidic property and including a group 
represented by Chemical Formula 9 . 

Chemical Formula 9: 

I 

o=s=o 

I 

OH 



Furthermore, MTEOS is used as the metal alkoxide in this 
embodiment, but MTEOS can be replaced with any other metal 
alkoxide in a gas or liquid phase such as 
Si(*0CH 3 ) 4 ( tetramethoxysilane) , Si( OC 2 H 5 )<( tetraethoxysilane ) , 
Ti(OC 2 H 5 ) A , Ge(OC 2 H 5 ) 4 , Al(OC 2 H 5 ) 3/ and Zr(OC 2 H 5 ) 3 . 

Also, the dry development is effected by the RIE using 0 2 
plasma in this embodiment, but ECR (electron cyclotron 



resonance etching) using 0 2 plasma is adoptable instead. 

Moreover, a light source for the exposure is the KrF 
excimer laser in this embodiment, but an i-line, an ArF excimer 
laser, EB, X-rays or the like can be used. 

Furthermore, in the procedure for diffusing water in the 
surface of the unexposed area 101b of the resist film 101 in 
this embodiment, the semiconductor substrate 100 is allowed to 
stand in the water vapor, but water in a liquid phase can be 
supplied to the resist film 101 on the semiconductor substrate 
100 instead. However, water can be more rapidly diffused and 
the thickness of the oxide film 108 can be more increased when 
the water is supplied in a gas phase than in a liquid phase", 
and hence, water is preferably supplied in a gas phase. 
( Embodiment 2 ) 

Figures 2(a) through 2(d) are sectional views for showing 
procedures of a pattern forming method of a second embodiment. 

As a resist material, a copolymer represented by Chemical 
Formula 10 dissolved in diglyme is used. 
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Chemical Formula 10: 
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First , as is shown in Figure 2(a), similarly to the first 
embodiment, the resist material is spin-coated on a 
semiconductor substrate 200 of silicon, and the semiconductor 
substrate 200 is annealed at a temperature of 90 °C for 90 
seconds, thereby forming a resist film 201 with a thickness of 
1 iw. At this point, no peeling is observed, and the resultant 
resist film 201 has satisfactory adhesion. Then, by using a 
mask 203, the semiconductor substrate 200 is irradiated with a 
KrF excimer laser 204, i.e., an energy beam, thereby 
transferring a pattern of the mask 203 onto the resist film 
201, In this manner, on the surface of an exposed area 201a of 
the resist film 201, 1, 2, 3, 4-tetrahydronaphthyridinenimino-p- 
styrene sulfonate (NISS) is dissolved to generate sulfonic 
acid. A reaction caused through the exposure of the resist 
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'material is shown as Chemical Formula 11. 
Chemical Formula 11: 
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An unexposed area 201b of the resist film 201 has a basic 
property owing to the function of an amino group in Chemical 
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formula 10. On the other hand, in the exposed area 201a of the 
resist film 201, NISS in Chemical Formula 10 is dissolved into 
sulfonic acid having a strong acidic property, so that the 
basic property derived from the function of the amino group can 
be neutralized. In this case, since the unexposed area 201b 
has the strong basic property, water can be more easily 
adsorbed in the unexposed area 201b than in the exposed area 
201a having been neutralized. Specifically, since the 
unexposed area 201b includes the group having the strong basic 
property, a hydrogen bond with water is strengthened, and water 
can be easily adsorbed. In contrast, in the exposed area 201a, 
a hydrogen bond with water is weakened by the neutralization, 
and water cannot be easily adsorbed. 

Next, as is shown in Figure 2(b), the semiconductor 
substrate 200 is allowed to stand in air with a relative 
humidity of 95% at a temperature of 30 °C for 30 minutes, 
thereby supplying water vapor 205 onto the surface of the 
resist film 201. In this manner, the water vapor 205 is 
adsorbed by the surface of the unexposed area 201b, which can 
easily adsorb water, and the adsorbed water is diffused into a 
deep portion, for example, at a depth of 100 nm from the 
surface of the unexposed area 201b of the resist film 201. 
Since the exposed area 201a has been neutralized, water cannot 
be easily adsorbed. Thus, a water adsorbing layer 206 is 
selectively formed in the unexposed area 201b. 

Then, as is shown in Figure 2(c), while retaining the 
semiconductor substrate 200 in the air with the relative 



humidify of 95% at a temperature of 30 °C, vapor 207 of MTEOS, 
'i.e., metal alkoxide, is sprayed onto the surface of the resist 
film 201 for 3 minutes, thereby selectively forming an oxide 
film 208 on the surface of the unexposed area 201b of the 
resist film 201. In this case, the base derived from the amino 
group works as a catalyst in the hydrolysis and dehydration of 
MTEOS , so that the oxide film 208 can be formed. Therefore, 
the oxide film 208 is formed merely in a portion where both the 
base serving as the catalyst and water are present. 

According to the second embodiment , in the exposed area 
201a of the resist film 201, since the amino group is 
neutralized by generated sulfonic acid and loses its function 
as the catalyst and water cannot be easily adsorbed, the oxide 
film cannot be formed. In contrast, in the unexposed area 201b 
of the resist film 201, the base serving as the catalyst is 
present and a sufficient amount of water has been adsorbed, the 
oxide film 208 can be formed. 

Then, as is shown in Figure 2(d), by using the oxide film 
208 as a mask, the RIE using 0 2 plasma is effected, thereby 
forming a resist pattern 210, The RIE using 0 2 plasma is 
effected by using a parallel plate reactive ion etching system 
under conditions of a power of 900 W, a pressure of 0.7 Pa and 
a flow rate of 40 SCCM. 

In this embodiment, since the oxide film 208 is 
selectively formed in the unexposed area 201b alone to be used 
in the etching, the positive type resist pattern 210 having a 
vertical section can be formed in the unexposed area 201b. 

37 



Furthermore, since the water vapor 205 is supplied to the 
resist film 201 in the procedure shown in Figure 2(b), water is 
diffused into the deep portion from the surface of the 
unexposed area 201b of the resist film 201, so that the oxide 
film 208 can be grown toward the inside of the resist film 201. 
As a result, the oxide film 208 can attain a large thickness. 

In addition, since MTEOS is supplied to the resist film 
201 in the air with the relative humidity of 95% in the 
procedure shown in Figure 2(c), equilibrium of water can be 
retained so that the water having been adsorbed by the resist 
film 201 can be prevented from evaporating and that water can 
be supplied in a sufficient amount for the formation of the 
oxide film 208. As a result, the resultant oxide film 208 can 
attain a thickness sufficiently large for withstanding the RIE 
using 0 2 plasma. 

After the supply of MTEOS, the resist film 201 can be 
allowed to stand in vacuum so as to evaporate alcohol included 
in the oxide film 208. Thus, the flow of the oxide film 208 
can be avoided. 

In this manner, the resist film 201 of the resist material 
including a basic group is subjected to the pattern exposure in 
this embodiment. In the exposed area 201a, a strong acid is 
generated to neutralize the basic property of the exposed area 
201a, and the oxide film 208 is selectively formed in the 
unexposed area 201b alone, so as to be used in etching the 
resist film 201. Accordingly, it is possible to form the 
positive type fine-line resist pattern 210 having a 
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satisfactory shape. 

Also, since water is forcedly adsorbed in the unexposed 
area 201b before forming the oxide film 208, the resultant 
oxide film 208 can attain a large thickness required for the 
dry development by the RIE using 0 2 plasma. 

In the resist material used in the second embodiment, the 
copolymer represented by Chemical Formula 10 includes the amono 
group as the basic group* However, the basic group is not 
limited to the amino group but can be any group having a basic 
property. 

Furthermore, MTEOS is used as the metal alkoxide in this 
embodiment, but MTEOS can be replaced with any other metal 
alkoxide in a gas or liquid phase such as 
Si( 0CH 3 ) 4 ( tetramethoxysilane ) , Si(OC 2 H 5 ) 4 { tetraethoxysilane ) , 
Ti(0C 2 H 5 ) 4 , Ge(QC 2 H 5 ) 4 , Al(OC 2 H 5 ) 3/ and Zr(0C 2 H 5 ) 3 . 

Also, the dry development is effected by the RIE using Q 2 
plasma in this embodiment, but ECR (electron cyclotron 
resonance etching) using O z plasma is adoptable instead. 

Moreover, a light source for the exposure is the KrF 
excimer laser in this embodiment, but an i-line, an ArF excimer 
laser, EB, X-rays or the like can be used. 

Furthermore, in the procedure for diffusing water in the 
surface of the unexposed area 201b of the resist film 201 in 
this embodiment, the semiconductor substrate 200 is allowed to 
stand in the water vapor, but water in a liquid phase can be 
supplied to the resist film 201 on the semiconductor substrate 
200 instead. However, water can be more rapidly diffused and 

39 



the thickness of the oxide film 208 can be more increased when 
the water is supplied in a gas phase than in a liquid phase, 
and hence, water is preferably supplied in a gas phase. 
{ Embodiment 3 ) 

Figures 3(a) through 3(c), 4(a) and 4(b) are sectional 
views for showing procedures of a pattern forming method of a 
third embodiment. 

As a resist material, a copolymer represented by Chemical 
Formula 12 dissolved in diglyme is used. A sulfonic acid 
generating group selectively generates sulfonic acid through 
irradiation with an ArF excimer laser, and an amine generating 
group selectively generates amine through irradiation with an 
i-line. 

Chemical Formula 12: 
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A ' First, as is shown in Figure 3(a), similarly to the first 
-embodiment, the resist material is spin-coated on a 
semiconductor substrate 300 of silicon, and the semiconductor 
substrate is annealed at a temperature of 90 °C for 90 seconds, 
thereby forming a resist film 301 with a thickness of 1 pm. At 
this point, no peeling is observed, and the resultant resist 
film 301 has satisfactory adhesion. Then, by using a mask 303, 
the semiconductor substrate 300 is irradiated with an ArF 
excimer laser 304, i.e*, a first energy beam, thereby 
transferring a pattern of the mask 303 onto the resist film 
301* In this manner, on the surface of an exposed area 301a of 
the resist film 301, the sulfonic acid generating group is 
dissolved into sulfonic acid, and the exposed area 301a attains 
a strong acidic property. A reaction caused through the 
exposure of the resist material is shown as Chemical Formula 
13. 
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Next, as is shown in Figure 3(b), the entire surface of 
the resist film 301 is irradiated with an i-line 305, i.e., a 
second energy beam. In this manner, in the exposed area 301a 
where the pattern has been transferred through the irradiation 
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w,i,th the ArF excimer laser 304, amine having a basic property 
■is generated through the entire surface exposure with the i- 
line 305 as is shown in a reaction formula of Chemical Formula 
14. Thus, the acidic property of the exposed area 301a is 
neutralized* 

Chemical Formula 14: 
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' On 'the other hand, in an unexposed area 301b where the 
pattern exposure has not been effected through the irradiation 
with ArF excimer laser 304, amine is generated on the surface 
of the resist film 301 through the entire surface exposure with 
the i-line 305 as is shown in a reaction formula of Chemical 
Formula 15, so that the unexposed area 301b attains a basic 
property. At this point, since the unexposed area 301b has a 
strong basic property, water can be more easily adsorbed than 
in the exposed area 301a having been neutralized. 
Chemical Formula 15 : 
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Then, as is shown in Figure 3(c), the semiconductor 
substrate 300 is allowed to stand in air with a relative 
humidity of 95% at a temperature of 30°C for 30 minutes, 
thereby supplying water vapor 307 onto the surface of the 
resist film 301. In this manner, the water vapor 307 is 
adsorbed by the surface of the unexposed area 301b which can 
easily adsorb water, and the adsorbed water is diffused into a 
deep portion, for example, at a depth of 100 nm from the 
surface of the unexposed area 301b of the resist film 301. 
Since the exposed area 301a is neutralized, water cannot be 
easily adsorbed. Thus, a water adsorbing layer 308 is 
selectively formed in the unexposed area 301b. 

Next, as is shown in Figure 4(a), while retaining the 
semiconductor substrate 300 in the air with the relative 
humidity of 9 5% at a temperature of 30 °C, vapor 309 of MTEOS, 
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}-,e., metal alkoxide, is sprayed onto the surface of the resist 
film 301 for 3 minutes, thereby selectively forming an oxide 
film 310 on the surface of the unexposed area 301b. In this 
case, the base, the amino group, works as a catalyst in the 
hydrolysis and dehydration of MTEOS , so that the oxide film 310 
can be formed. Therefore, the oxide film 310 is formed merely 
in a portion where both the base working as the catalyst and 
water are present. 

According to the third embodiment, in the exposed area 
301a of the resist film 301, since amine is neutralized by 
generated sulfonic acid and loses its function as the catalyst 
and water cannot be easily adsorbed, the oxide film cannot be 
formed. On the other hand, in the unexposed area 301b of the 
resist film 301, since the base serving as the catalyst is 
present and a sufficient amount of water has been adsorbed, the 
oxide film 310 can be formed* 

Then, as is shown in Figure 4(b), by using the oxide film 
310 as a mask, the RIE using 0 2 plasma 311 is effected, thereby 
forming a resist: pattern 312. The RIE using 0 2 plasma is 
effected by using a parallel plate reactive ion etching system 
under conditions of a power of 900 W, a pressure of 0.7 Pa and 
a flow rate of 40 SCCM. 

In this embodiment, since the oxide film 310 is 
selectively formed in the unexposed area 301b alone to be used 
in the etching, the positive type resist pattern 312 having a 
vertical section can be formed in the unexposed area 301b. 

Furthermore, since the water vapor 307 is supplied to the 
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resist film 301 in the procedure shown in Figure 3(c), water is 
diffused into the deep portion from the surface of the 
unexposed area 301b of the resist film 301, so that the oxide 
film 310 can be grown toward the inside of the resist film 301. 
As a result, the oxide film 310 can attain a large thickness. 
In particular, since the base is generated merely on the 
surface of the resist film 301, the thickness of the water 
adsorbing layer 308 can be limited to a depth where the base is 
generated. As a result, water can be prevented from invading 
a portion below the exposed area 301a. 

In addition, since MTEOS is supplied to the resist film 
301 in the air with the relative humidity of 95% in the 
procedure shown in Figure 4(a), equilibrium of water can be 
retained so that the water having been adsorbed by the resist 
film 301 can be prevented from evaporating and that water can 
be supplied in a sufficient amount for the formation of the 
oxide film 310- As a result, the resultant oxide film 310 can 
attain a thickness sufficiently large for withstanding the RIE 
using 0 2 plasma. 

After the supply of MTEOS, the resist film 301 can be 
allowed to stand in vacuum so as to evaporate alcohol included 
in the oxide film 310, Thus, the flow of the oxide film 310 
can be avoided. 

In this manner, according to the method of this 
embodiment, after generating a strong acid in the exposed area 
301a through the pattern exposure using the first energy beam, 
a base is generated through the entire surface exposure using 
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the second energy beam having a different energy band from the 
first energy beam. Thus, the exposed area 301a of the pattern 
exposure is neutralized, while the unexposed area 301b of the 
pattern exposure attains the basic property. Therefore, the 
5 oxide film 310 can be selectively formed in the unexposed area 
301b of the pattern exposure, and the resist film 301 is etched 
by using the oxide film 310. As a result, it is possible to 
form the positive type fine-line resist pattern 312 having a 
satisfactory shape . 

10 Also, since water is forcedly adsorbed in the unexposed 

area 301b before forming the oxide film 310, the resultant 
oxide film 310 can attain a large thickness required for the 
dry development by the RIE using 0 2 plasma. 

Furthermore, MTEOS is usjed as the metal alkoxide in this 

15 embodiment, but MTEOS can be replaced with any other metal 
alkoxide in a gas or liquid phase such as 
Si(OCH 3 ) 4 ( tetramethoxysilane) , Si(0C 2 H s ) 4 ( tetraethoxysilane ) , 
Ti(OC 2 H 5 )<, Ge(OC 2 H 5 )<, Al(OC 2 H 5 ) 3/ and Zr(0C 2 H 5 ) 3 . 

Also, the dry development is effected by the RIE using 0 2 

20 plasma in this embodiment, but ECR (electron cyclotron 
resonance etching) using 0 2 plasma is adoptable instead. 

Furthermore, in the procedure for diffusing water in the 
surface of the unexposed area 301b of the resist film 301 in 
this embodiment, the semiconductor substrate 300 is allowed to 

25 stand in the water vapor, but water in a liquid phase can be 
supplied to the resist film 301 on the semiconductor substrate 
300 instead. However, water can be more rapidly diffused and 
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the thickness of the oxide film 310 can be more increased when 
the water is supplied in a gas phase than in a liquid phase, 
and hence, water is preferably supplied in a gas phase. 

Alternatively, the effects to form a positive type fine- 
line resist pattern having a satisfactory shape of the third 
embodiment can also be attained as follows: A copolymer which 
can generate a base through irradiation with a first energy 
beam and an acid through irradiation with a second energy beam 
is used as a resist material. Through the irradiation with the 
first energy beam, a desired pattern is exposed so that the 
base is selectively generated in an exposed area. Then, 
through the irradiation of the entire surface with the second 
energy beam, the acid is generated on the entire surface of the 
resist film. Thus, the exposed area of the pattern exposure 
using the first energy beam is neutralized. Water vapor is 
then supplied to an unexposed area of the pattern exposure so 
that water can be adsorbed by the unexposed area. Then, both 
water vapor and alkoxysilane are supplied to the unexposed 
area, thereby forming an oxide film in the unexposed area. By 
using the oxide film, the resist film is etched, thereby 
forming a resist pattern. 

In the first through third embodiments, the copolymers 
represented by Chemical Formulas 7, 10 and 12 are used as the 
resist materials. However, for example, a group for generating 
sulfonic acid represented by any of Chemical Formulas 16 
through 21 can be used as the sulfonic acid generating group. 
Also, the sulfonic acid generating group can be appropriately 
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' replaced 'with a group having a strong acidic property. 
« . Chemical Formula 16: 




Chemical Formula 17: 
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Chemical Formula 18: 




Chemical Formula 19: 



0 = C C=0 
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Criemical Formula 20 




Chemical Formula 21: 




Furthermore, as the amine generating group, for example, 
a group for generating amine represented by any of Chemical 
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Formulas 22 through 27 can be used, and the amine generating 
group can be appropriately replaced with a group having a basic 
property. 

Chemical Formula 22: 

c=o 

0 
N 



C 



CH 



3 




Chemical Formula 23 
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Chemical Formula 24: 
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0 
N 
C 

/ \ 
CH 3 CH 3 
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Chemical Formula 25: 
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Chemical Formula 27: 
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1 Moreover, the ArF excimer laser is used as a light source 
for the pattern exposure using the first energy beam, but the 
ArF excimer laser can be replaced with an i-line, a KrF excimer 
laser, EB , X-rays or the like. The i-line is used as a light 
source for the entire surface exposure using the second energy 
beam, but the i-line can be replaced with any other appropriate 
light source having a different energy band from that of the 
first energy beam. In this case, in accordance with the kinds 
of the first and second energy beams to be used, the sulfonic 
acid generating group or the group having an acidic property, 
and the amine generating group or the group having a basic 
property can be appropriately selected • 

Furthermore, in the first through third embodiments, the 
copolymers including the sulfonic acid generating group or the 
amine generating group are used, but the copolymer can be 
replaced with another ternary or higher • polymer obtained by 
further polymerizing any of the aforementioned binary polymers 
with a group represented by Chemical Formula 28 or 29. 
Chemical Formula 28: 
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CH 



CH 
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0- 
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Chemical Formula 29: 

CHj=CH 
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0 — CH 
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WHAT IS CLAIMED IS: 

1. A pattern forming material comprising a copolymer 
including a first group for generating a base through 
irradiation with an energy beam and a second group having an 
acidic property. 

2. The pattern forming material of Claim l, 

wherein said second group is a group including a sulfonic 
acid group. 

3. The pattern forming material of Claim 1, 

wherein said copolymer is a binary copolymer represented 
by the following general formula or a ternary or higher 
copolymer obtained by further polymerizing said binary 
copolymer with another group: 




wherein R x indicates a hydrogen atom or an alkyl group; R 2 
and R 3 independently indicate a hydrogen atom, an alkyl group, 
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a' phenyl group or an alkenyl group, or together indicate a 

t 

cyclic alky! group, a cyclic alkenyl group, a cyclic alkyl 



group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 4 indicates a hydrogen atom or an alkyl group; 
5 x satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < 1. 

4. A pattern forming material comprising a copolymer 
including a first group for generating an acid through 
irradiation with an energy beam and a second group having a 

10 basic property. 

5. The pattern forming material of Claim 4, 

wherein said first group is a group for generating 
-ulfonic acid. 

6. The pattern forming material of Claim 4, 

15 wherein said copolymer is a binary copolymer represented 

by the following general formula or a ternary or higher 
copolymer obtained by further polymerizing said binary 
copolymer with another group: p — 




0 = S=0 
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wherein R s indicates a hydrogen atom or an alkyl group; R 6 
.and R 7 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R a indicates a hydrogen atom or an alkyl group; 
x satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < L 

7. A pattern forming material comprising a copolymer 
including: 

a first group for generating an acid through irradiation 
with a first energy beam having a first energy band; and 

a second group for generating a base through irradiation 
with a second energy beam having a second energy band different 
from said first energy band. 

8. The pattern forming material of Claim 7, 

wherein said first group is a group for generating 
sulfonic acid. 

9. The pattern forming material of Claim 7, 

wherein said copolymer is a binary copolymer represented 
by the following general formula or a ternary or higher 
copolymer obtained by further polymerizing said binary 
copolymer with another group: 



I 



?9 hz 



O 



O 
N 
C 

/ , 
R 13 R 14 



0 = S=0 
0 
N 
C 

/ \ 
R 10 R ll 

wherein R 9 indicates a hydrogen atom or an alkyl group; R 10 
and R tl independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
5 group having a phenyl group or a cyclic' alkenyl group having a 
phenyl group; R 12 indicates a hydrogen atom or an alkyl group; 
R 13 and R 14 independently indicate a hydrogen atom, an alkyl 
group, a phenyl group or an alkenyl group, or together indicate 
a cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
10 group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; x satisfies a relationship of 0 < x < 1; and y satisfies a relationship of 
0 < y < 1. 

10, A pattern forming method comprising: 

a first step of forming a resist film by coating a 
15 semiconductor substrate with a pattern forming material 
including a copolymer having a first group for generating a 
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baste through irradiation with an energy beam and a second group 
-having an acidic property; 

a second step of selectively irradiating said resist film 
with said energy beam by using a mask having a desired pattern, 
5 generating said base in an exposed area on said resist film and 
neutralizing said generated base with said second group; 

a third step of supplying metal alkoxide onto said resist 
film and forming a metal oxide film on a surface of an 
unexposed area on said resist film; and 
10 a fourth step of forming a resist pattern by dry-etching 

said resist film by using said metal oxide film as a mask. 
11. The pattern forming method of Claim 10, 
wherein said third step includes a step of allowing said 
unexposed area on said resist film to adsorb water. 
15 12. The pattern forming method of Claim 10, 

wherein said second group is a group including a sulfonic 
acid group. 

13. The pattern forming method of Claim 10, 
wherein said copolymer is a binary copolymer represented 
20 by the following general formula or a ternary or higher 

copolymer obtained by further polymerizing said binary 

copolymer with another group: 
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wherein R x indicates a hydrogen atom or an alkyl group; R 2 
and R 3 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 4 indicates a hydrogen atom or an alkyl group; 
x satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < 1. 

14. A pattern forming method comprising: 

a first step of forming a resist film by coating a 
semiconductor substrate with a pattern forming material 
including a copolymer having a first group for generating an 
acid through irradiation with an energy beam and a second group 
having a basic property; 

a second step of selectively irradiating said resist film 
with said energy beam by using a mask having a desired pattern, 
generating said acid in an exposed area on said resist film and 
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neutralizing said generated acid with said second group; 

a third step of supplying metal alkoxide onto said resist 
film and forming a metal oxide film on a surface of an 
unexposed area on said resist film; and 

a fourth step of forming a resist pattern by dry-etching 
said resist film by using said metal oxide film as a mask. 

15. The pattern forming method of Claim 14, 

wherein said third step includes a step of allowing said 
unexposed area on said resist film to adsorb water* 

16. The pattern forming method of Claim 14, 

wherein said first group is a group for generating 

sulfonic acid, 

17- The pattern forming method of Claim 14, 

wherein said copolymer is a binary copolymer represented 

by the following general formula or a ternary or higher 

copolymer obtained by further polymerizing said binary 

copolymer with another group: 
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, . wherein R s indicates a hydrogen atom or an alkyl group; R 5 
'and R 7 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 8 indicates a hydrogen atom or an alkyl group; 
x satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < 1. 

18. A pattern forming method comprising: 

a first step of forming a resist film by coating a 
semiconductor substrate with a pattern forming material 
including a copolymer having a first group for generating an 
acid through irradiation with a first energy beam having a 
first energy band and a second group for generating a base 
through irradiation with a second energy beam having a second 
energy band different from said first energy band; 

a second step of selectively irradiating said resist film 
with said first energy beam by using a mask having a desired 
pattern, and generating said acid in an exposed area of said 
first energy beam on said resist film; 

a 'third step of irradiating an entire surface of said 
resist film with said second energy beam, generating said base 
on the entire surface of said resist film, and neutralizing 
said generated base with said acid generated in said exposed 
area of said first energy beam on said resist film; 

a fourth step of supplying metal alkoxide onto said resist 
film and forming a metal oxide film on a surface of an 
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unexposed area of said first energy beam on said resist film; 
and 

a fifth step of forming a resist pattern by dry-etching 
said resist film by using said metal oxide film as a mask. 

19. The pattern forming method of Claim 18 , 

wherein said first group is a group for generating 
sulfonic acid. 

20. The pattern forming method of Claim 18 , 

wherein said fourth step includes a step of allowing said 
unexposed area on said resist film to adsorb water. 

21. The pattern forming method of Claim 18, 

wherein said copolymer is a binary copolymer represented 
by the following general formula or a ternary or higher 
copolymer obtained by further polymerizing said binary 
copolymer with another group: 
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wherein R 9 indicates a hydrogen atom or an alkyi group; R 10 
* and R tl independently indicate a hydrogen atom, an alkyi group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyi group, a cyclic alkenyl group, a cyclic alkyi 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 12 indicates a hydrogen atom or an alkyi group; 
R 13 and R 14 independently indicate a hydrogen atom, an alkyi 
group, a phenyl group or an alkenyl group, or together indicate 
a cyclic alkyi group, a cyclic alkenyl group, a cyclic alkyi 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; x satisfies a relationship of 0 < x < 1; and y 
satisfies a relationship of 0 < y < 1. 

22. A pattern forming method comprising: 

a first step of forming a resist film by coating a 
semiconductor substrate with a pattern forming material 
including a copolymer having a first group for generating a 
base through irradiation with a first energy beam having a 
first energy band and a second group for generating an acid 
through irradiation with a second energy beam having a second 
energy band different from said first energy band; 

a second step of selectively irradiating said resist film 
with said first energy beam by using a mask having a desired 
pattern, and generating said base in an exposed area of said 
first energy beam on said resist film; 

a third step of irradiating an entire surface of said 
resist film with said second energy beam, generating said acid 
on the entire surface of said resist film, and neutralizing 
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said generated acid with said base generated in said exposed 
area of said first energy beam on said resist film; 

a fourth step of supplying metal alkoxide onto said resist 
film and forming a metal oxide film on a surface of an 
unexposed area of said first energy beam on said resist film; 
and 

a fifth step of forming a resist pattern by dry-etching 
said resist film by using said metal oxide film as a mask. 

23. The pattern forming method of Claim 22, 

wherein said second group is a group for generating 
sulfonic acid . 

24. The pattern forming method of Claim 22, 

wherein said fourth step includes a step of allowing said 
unexposed area on said resist film to adsorb water. 

25. The pattern forming method of Claim 22, 

wherein said copolymer is a binary copolymer represented 
by the following general formula or a ternary or higher 
copolymer obtained by further polymerizing said binary 
copolymer with another group: 
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wherein R g indicates a hydrogen atom or an alkyl group; R l0 
and R u independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group, or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 12 indicates a hydrogen atom or an alkyl group; 
R 13 and R 14 independently indicate a hydrogen atom, an alkyl 
group, a phenyl group or an alkenyl group, or together indicate 
a cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; x satisfies a relationship of 0 < x < 1; and y 
satisfies a relationship of 0 < y < 1. 
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* ' * abstract of the disclosure 

<■ > A pattern forming material includes a binary copolymer 

represented by the following general formula or a ternary or 
higher copolymer obtained by further polymerizing the binary 
5 copolymer with another group: 
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wherein R x indicates a hydrogen atom or an alkyl group; R 2 
and R 3 independently indicate a hydrogen atom, an alkyl group, 
a phenyl group or an alkenyl group or together indicate a 
cyclic alkyl group, a cyclic alkenyl group, a cyclic alkyl 
10 group having a phenyl group or a cyclic alkenyl group having a 
phenyl group; R 4 indicates a hydrogen atom or an alkyl group; 
x satisfies a relationship of 0 < x < 1; and y satisfies a 
relationship of 0 < y < 1* 
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